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The reaction of (MeQ),P with MeO CCHCLCH,Cl yields mainly (MeO) (0) CH(CH,C1) 
COpie, b, 106-8°, Qi. 2691, n°°1.4555. The similer reaction of (Ht0).P at 
110-20° eae neiniy (EtO) ,P(0)GH(CH,C1)CO,Me, b41B1-2° - ae 1,1882, 
a 80, 1670, 11, 4460, along with some umiusarined ls iMate: 
no)propancste. The reaction of WoO ,0CHCLOH, C1 with (60) gf Otte gave exclu- 
sively the latter product, (Bt0) ot >(0)CH(CO pits) CH ? (0) (086) gy dg 162-3°, 
6° 1.2970, a2°1,1809, n®1.4074, The above eee reaction with (E60) .? 
run at 140-70° proceeds rather somplexly: the phosphite dehydrochlorinates 
the carboxylie esters and the resulting Me 1l~-chloroascrylate volynertzas 
in situ; EtCl is also evolved with formation of (2t0),POH. fhe reaction 
of (iso-Pr0),P is similar. A quantitative study of this reaction showed 
that the asount of (RO) POH formed is considerable samilier than the theo- 
retical, while the amount of evolved RCl is considerable greater. The exple-. 
nation of this fact ilies in that at elevated temp. (tO) POH reacts with 
the dihalocarboxylic esters also by the dehydrochlorination route, yiclding 
the polymeric chloroscrylate and £t0H(0)(OH)A with evolution of EtCl, such 
a reaction cf (Et0) POH was also teated by heating the sster with st0,CCH,Br 
to 150°, when stBr was evolved and the residue formed an undistiliable 
liquid. The lstter on hydrolysis gave HO,CCH gt Ugly « Of the various possible 
reaction schemes the most probable is: (EGO) 5F OH + BrCH Gout (00) P (OH) = 
(CHpCO,st) Br * EtBr + EtOr (0) (OH) CH CO, Et, with the uriginel phosphite 
reacting in tha enolic form. The same reaction was tried with addn, of 
(MeO) gP (0) CH COgCH CH: CHa; the latter ester returned unchanged, which was 
held as a proof of the above scheme, since a reaction soheme: (10) ,P(G)H 
+ BrCdyl0,8t + (EtO)pP(O)CHgCO,Et + HBr + utbr + (#t0)P(U) (GH) CHOU, 8b, 


should have rasulted in some reaction of a allyl ester with HBr, The 
rasa CAR aad or RRR Ie le eet Oe ong eR 00 1200820006 -2 nosphites, 
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the factora of elevated temp. and the solven 


responsible for the shift toward the enol fort. 
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